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(54) Process to strengthen the grain boundaries of a component made from a Ni based superalloy 



(57) The invention relates to a process for the form- 
ing of precipitates of carbides and borides along the 
grain boundaries of an component made from an Ni 
based superalloy while in solid state. This follows from 
the finding that the carbides formed by carburization of- 
fer similar grain boundary strengthening properties as 



those cast into the article using the current art without 
the detrimental effects of adding more carbon to the al- 
loy prior to casting. With advantage the process will be 
carried out in a way to form secondary caribides in the 
form Cr 23 C 6 , Cr 7 C, Cr 6 C and HfC and may take place 
before, during or after the normal solution and/or pre- 
cipitation hardening heat treatments of the component. 
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Description 

FIELD OF THE INVENTION 

[0001] This invention relates toa process for strength- s 
en the grain boundaries of a component made from a 
Ni based superalloy. 

STATE OF THE ART 

10 

[0002] Single crystal turbine components are manu- 
factured from Ni based superalloys using a directional 
solidification technique. Casting a large perfect single 
crystal component is in practice extremely difficult, with 
most such components being subject to defects such as is 
grain boundaries, freckles, equiaxed stray grains and 
microporosity among others. These defects generally 
weaken the components at high temperature, resulting 
in an inability to maintain a desired life of the component 
or a desired temperature of operation of the turbine, 20 
which will ensure high turbine efficiency, without risking 
component failure initiated at the defect. However, to de- 
mand nothing but perfect single crystal articles from a 
foundry would incur a very high scrap rate and concom- 
itant high pcr-part costs. Thus, the industry trend is to 2s 
accept as many defects as possible without compromis- 
ing the lifetime or operating temperature of the compo- 
nents. 

[0003] One of the most prevalent defects is grain 
boundaries, which are particularly harmful to the single 30 
crystal components high temperature properties. Grain 
boundaries are regions of high local disorder of the crys- 
tal lattice as they are the locations at which neighboring 
grains must join together despite a certain misorienta- 
tion between their lattices. The greater the misorienta- 3S 
tion, the greater is the disorder (concentration of dislo- 
cations) in the grain boundary required to facilitate the 
fitting together of the two grains. This disorder is directly 
related to the behavior of the grain boundary at higher 
temperatures, making it weaker with respect to the bulk 40 
material inside the grains as temperature increases 
above the "equicohesive temperature" : which is gener- 
ally 0.5T m where T m [K] is the melting point of the ma- 
terial. 

[0004] This weakening effect has been clearly estab- 45 
lished in patent GB-A-2, 234,521 . The figure 4 of the dis- 
closure GB-A-2.234,521 plots stress rupture strength at 
871 °C tested across grain boundaries of various de- 
grees of misorientation. Note that for the "base" material 
(conventional single crystal alloy) there is a sharp drop so 
in the properties when the misorientation exceeds about 
6 D . The trend is also shown in "Superalloy 1 996° (Ed. R. 
D. Kissinger et aLThe Minerals, Metals and Materials 
Society 1996) for the alloy Rene N for stress rupture at 
1600°F and 1800°F. The sudden weakening of the sin- ss 
gle crystal article containing grain boundaries of misori- 
entation higher than 6° has led to the clear specification 
that no misorientations above 6° are acceptable. 



[0005] In the past, Ni based superalloys cast to give 
an equiaxed grain structure or columnar-grained struc- 
ture were fortified with elements such as C (carbon) and 
B (boron) which are known grain boundary strenghthen- 
ers, as they cause the precipitation of carbides and bo- 
rides, which are stable at high temperatures, on the 
grain boundaries. In addition the presence of these el- 
ements in solution in the grains and along the grain 
boundaries slows down diffusion processes at high tem- 
peratures, which is a major source of grain boundary 
weakness. 

[0006] It was discovered early in the evolution of sin- 
gle crystal alloys that the presence of significant quan- 
tities of C and B in the alloys prevented the maximum 
strength of the alloys from being achieved, for three 
main reasons: 

1. with high levels of carbon, elongated carbides 
tend to form between dendrites during directional 
solidification, and these can be crack starters during 
service, 

2. C and B increase the amount of eutectic in the 
as-cast article, which degrades LCF (Low cycle fa- 
tigue) and creep properties and 

3. C and B dramatically lower the melting point of 
the alloy. At the levels present in DS alloys, the in- 
cipient melting point is often lower than the gamma 
prime solvus temperature, which prevents a com- 
plete solution in g of gamma prime and re-precipitat- 
ing at the desired size range, and prevents the com- 
plete solutioning of gamma/gamma prime eutectic. 
This can have a dramatic effect on LCF and creep 
properties. 

[0007] For these reasons, C and B levels were kept 
extremely low in the first generation single crystal su- 
peralloys. However, patent GB-A-2, 234, 521 shows that 
high temperature properties can be maintained with lev- 
els of carbon higher than in conventional single crystal 
alloys but lower than in previous art DS alloys. The in- 
vention disclosed in GB-A-2,234,521 has allowed to 
raise the defect toleration specification from 6° to 12° 
for the new alloy, hence the concept of "defect tolerant 
alloy". 

[0008] It is recognized that the general trend in the 
most recent generation of patented single crystal Ni 
based superalloys is towards levels of C from 250 ppm 
to 600 ppm. Recent patents, e.g. US 5,455,120 and US 
5,399,31 3 : discloses a range from 200 up to 700 ppm 
C, the US-patent 5,482,789 a range from 0-600 ppm C, 
while the recent patent US 4,71 9,080 from United Tech- 
nologies discloses a range from 0 up to 450 ppm C. A 
range of 200-400 ppm C is also disclosed in the patent 
US 5,759,301 for a Ni based single crystal superalloy. 
[0009] Although the highest content of carbon dis- 
closed in the above mentioned documents is 700 ppm, 
publications indicate that the commercially used ver- 
sions of these alloys contain 500 ppm C. The reasons 
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for this limit, despite the knowledge that higher amounts 
of carbon would further increase grain boundary 
strength, are described above. No solution for this prob- 
lem of the current art has ever been disclosed. The cur- 
rent art improves grain boundary strength in single crys- 
tal alloys exclusively by having carbon as an alloying 
element in the casting alloy, so that carbides form along 
the grain boundaries during solidification due to segre- 
gation of carbide forming elements to the grain bound- 
aries. 

[0010] The patent US 5,598,968 discloses a method 
of using carburization to precipitate carbides in the sur- 
face layer of a superalloy article in order to prevent re- 
crystallization during subsequent heat treatment. 
[0011] However, US 5,598,968 is specifically ad- 
dressing articles that have been or will be cold worked, 
and the carburization depth desired is associated with 
the depth of cold working ol the surface. Patent US 
5,598,968 also discloses only for the carburization as 
being part of a process in which there is a) cold work 
and b) subsequent heat treatment during which recrys- 
tallization may occur. It is recognised that such a heat 
treatment, which may cause recrystallization, must ap- 
proach the gamma prime solvus temperature of the Ni 
based superalloy 

[0012] The desired effect of patent US 5,598,968 is 
obtained once the surface of the superalloy is carbu- 
rized and caused to grow a dispersion of carbides up to 
a certain predetermined depth in the surface of the com- 
ponent. No mention is made of grain boundaries. 
[0013] Note also that patent US 5,598,968 implies 
that the surface carbide dispersion will be left in the ar- 
ticle during service. It is disclosed that the carbides help 
to prevent the formation of the undesirable Secondary 
Reaction Zone (SRZ) - which forms during service, and 
obviously must be left on for the heat treatment. Those 
skilled in the art recognise the SRZ is a problem to high 
Re alloys in which undesirable precipitates form at var- 
ious locations but particularly at the surface layer of a 
coated component. SRZ will precipitated after several 
thousand hours of services, hence the need to leave the 
carbide dispersion in the surface layer during the service 
life of the part. 

[0014] It is industry standard to use grit blasting at 
least twice during normal routing: once to clean the sur- 
face in preparation lor grain etching and again to pre- 
pare the surface for fluorescent penetrant inspection. As 
each grit blasting operation removes from 10-25 urn of 
surface material, by definition most of the surface car- 
burization as described in patent US 5,598,968 will be 
removed. Importantly, as the cold work to be done to the 
articles described in the patent US 5,598,968 can only 
be done on the outside, and the carburization is required 
only where the material has undergone cold work, it is 
clear that the intention is not to obtain or control for car- 
burization from inside the component when the compo- 
nent is hollow - as in turbine blades and vanes with cool- 
ing passages. It would be nearly inconceivable that pat- 



ent US 5,598,968 would lead to a full carburization of 
the grain boundaries with the small one-sided surface 
penetration specified in the patent. 

5 SUMMARY OF THE INVENTION 

[0015] It is the object of the present invention to find 
a novel method of treatment of Ni based superalloy ar- 
ticles, particularly for but not limited to single crystal ar- 

io tides, in order to introduce C or B into the grain bound- 
aries while these articles are in the solid state, which 
means after casting. Carbon or Boron (or both) shall be 
introduced into the grain boundaries of the article so that 
the grain boundaries show at least higher C and/or B 

is levels than normally observed after casting, using an al- 
loy composition with the maximum C or B levels as spec- 
ified in the manufacturing instructions for the alloy for 
use in that component in particular with no upper limit. 
This invention follows the finding that the carbides 

20 formed by carburization offer similar grain boundary 
strengthening properties as those cast into the article 
using the current art without the detrimental effects of 
adding more carbon to the alloy prior to casting. 
[0016] The method of processing may include a 

25 means of introducing carbon and/or boron simultaneoul- 
sy on the outer working surface of the article as well as 
on the inner working surface, e.g. the cooling configu- 
ration of a turbine blade. 

[0017] The desired effect of the present invention is 

30 to introduce carbon along the grain boundaries with no 
regards to effects at the surface. Rather than measuring 
the carburization effect in terms of width of carburization 
in the overall surface, the effect is measured as carbu- 
rization only along the grain boundaries in the cast arti- 

35 cle. The desired depth of carburization in the present 
invention is decided by the physical design of the com- 
ponent and where the grain boundaries occur: That is, 
the wall thickness in which the grain boundary is found 
determines the depth of the grain boundary and hence 

40 the depth of carburization, not all grain boundaries in the 
part need be carburized, only those experience high 
loadings at high temperatures. This may be up to 3 or 
more mm in depth. Importantly, the carburization (and/ 
or Boron enrichment) step may be carried out with no 

45 association to any other heat treatment which may 
cause recrystallization, and may be done before, during 
or after such a heat treatment. 

[0018] In addition, one advantageous embodiment of 
the present invention is that the surface layer of carbides 

50 may be removed by chemical or mechanical means be- 
cause this surface layer is inconsequential to the de- 
sired effect of carburization of the grain boundaries. 
[0019] The precipiates are formed advantageously 
from the group of secondary carbides such as HfC, 

55 M 23 C 6 , M 6 C, M 7 C wherein M is a metal, preferred Cr. 
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DESCRIPTION OF PREFERRED EMBODIMENT 

[0020] The present invention relates to a process of 
treatment a solid state component made from a Ni 
based superalloy to strengthen the grain boundaries, s 
This is achieved by introducing into the grain boundaries 
carbon and/or boron. This follows from the finding that 
the carbides formed by carburization offer similar grain 
boundary strengthening properties as those cast into 
the article using the current art. io 
[0021] Carbon is introduced along the grain bounda- 
ries by any standard carburization process. The carbu- 
rization process is a very well established art used for 
cast irons and steels. For example, carburization can be 
carried out at a Ni based superalloy disclosed in US is 
5,759,301 in a vacuum atmosphere of between about 
200 and about 760 torr with a ratio of methane to hydro- 
gen of about ten to one, and at a temperature of about 
980° C to about 1090°C (about 1900°F to about 
2100°F), with a suitable carburization treatment involv- 20 
ing exposure to a temperature of about 1080°C (about 
1 975°F) for a duration of about one hour. However due 
to the greater depth of carburization desired the times 
can be in the range of 2-20 hours. Any method of bring- 
ing a high carbon potential gas, liquid or solid into con- 2s 
tact with the superalloy article to be carburized is suita- 
ble for this invention. For example, pack carburization, 
mixtures of carbon monoxide and carbon dioxide gases, 
mixtures of gases containing metailo-organics, mixtures 
of methane and hydrogen, etc. 30 
[0022] The carburization step may be carried out so 
that carbides precipitate during the carburization, or the 
carbides may be precipitated as desired during subse- 
quent heat treatments. In addition, there may be alter- 
nating carburizing and carbide-precipitation steps dur- 35 
ing the carburization process by manipulating the car- 
bon potential, temperature and other conditions. The 
desired end result is a precipitation of "blocky" and well 
separated carbides along the grain boundaries. 
[0023] Boron may be introduced into the grain bound- 40 
aries in a similar manner, using any method that brings 
B containing gas, liquid or solid species into contact with 
the already cast superalloy article. 
[0024] The introduction of C and/or B may be done at 
the same time as the solution heat treatment and/or sub- 45 
sequent precipitation heat treatments. This would allow, 
for example, a carburization time of several hours at 
high temperature while using no extra furnace time. 
[0025] In fact, when the inventive process is carried 
out as a manufacturing step of new components, it may so 
be done before, during and possibly after the solution 
and/or precipitation heat treatments of the component. 
[0026] Before applying the process there will may be 
a cleaning process to remove oxides and other undesir- 
able contaminants in preparation for carburization. In 55 
addition after carburization a layer of carbon enriched 
material on the surface of the component may be chem- 
ically or mechanically removed before the component is 



put into service. This is to avoid possible interference of 
the surface carbides with the coating. 
[0027] The present upper limit on carbon disclosed in 
the most recent generation of single crystal superalloys 
is 700 ppm, and publications strongly imply that com- 
mercially used versions use no more than 500 ppm. As 
previously discussed, this upper limit is set because 
higher levels of carbon (and also boron) promote 

1 . larger script like carbides/borides which promote 
crack initiation in service, 

2. lower incipient melting temperatures which pre- 
vents full solutioning of gamma prime, leading to de- 
creased high temperature properties, 

3. increased volume fraction of eutectic which fur- 
ther decreases high temperature properties. 

[0028] All of these contraints are direct results of how 
carbon behaves during the solidification during casting 
of the superalloy article. Because the present invention 
allows the introduction of carbon after casting, in the sol- 
id state, higher levels of carbon will not have any of these 
undesireable effects but will strengthen the grain bound- 
aries. This will have the beneficial result that parts that 
are currently scrapped from the casting foundary due to 
grain boundaries that show misorientations higher than 
presently accepted can now be accepted (up to certain 
higher limits of grain boundary misorientation). This low- 
ers the end cost of these parts. In addition, parts that 
are normally accepted with grain boundaries will be ad- 
ditionally strengthened along those grain boundaries, 
thereby decreasing the risk for cracking initiated at the 
grain boundaries which are heavily loaded in service. 
[0029] An important benefit of solid state carburiza- 
tion comes from the type of carbides precipitated. It is 
recognized that carbides forming during casting always 
form as "MC" carbides, which are TaC andTiC. The ther- 
modynamics for TiC and TaC change from liquid to solid 
state of the superalloy: they are more stable to form in 
the liquid during solidification but are less stable in the 
solid state : and are known to decompose while carbides 
such as HfC, Cr 23 C €> Cr 6 C, Cr 7 C and other so called 
"secondary" carbides form in their place. 
[0030] This presents several problems which further 
limit the use of higher amounts of carbon in single crystal 
or directionally solidified superalloys according to the 
present art: 

1 ) Ti and Ta are tied up in the carbides, and since 
Ti and Ta are gamma prime forming elements, this 
has the effect of decreasing the overall volume frac- 
tion of gamma prime in the alloy which decreases 
high temperature properties. As the carbon level ris- 
es, so do high temperature properties decrease 
from the decreased level of gamma prime. 

2) as the Ti and Ta diffuse away from the MC car- 
bides which decompose during heat treatments 
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and/or service at high temperature, they can form 
continuous films of gamma prime around the car- 
bides. When there are many carbides along a grain 
boundary, this can lead to continuous films of gam- 
ma prime along the grain boundary (well known as s 
grain boundary embrittlement). This has already 
proved problematic with some directionally solidi- 
fied and many equiaxed alloys with high amounts 
of carbon. However most of these alloys contain no 
Re, which slows down the diffusion of Ti and Ta. In io 
modern single crystal alloys, most of which contain 
Re, the diffusion of Ti and Ta away from the decom- 
posing MC carbides will be slowed down significant- 
ly, thereby increasing the problem of grain boundary 
films of gamma prime, which obviously severely de- is 
grade properties of the article. 

[0031] Both of these problems are avoided by control- 
ling the carburization conditions so that only chromium 
carbides or hafnium carbides or other secondary long- 20 
term stable carbides are formed. 



the precipitates are formed before the solution and/ 
or precipitation hardening heat treatments. 

Process of claim 5, 
characterised in that, 

the precipitates are formed during the solution and/ 
or precipitation hardening heat treatments. 

Process of claim 5, 
characterised in that, 

the precipitates are formed after the solution and/or 
precipitation hardening heat treatments. 

Process of any of the claims 6 to 8, 
characterised in that, 

oxides and other undesirable contaminants are 
cleaned from the surface o1 the component before 
forming the precipitates. 



Claims 

25 

1. Process for strengthen the grain boundaries of a 
component made from a Ni based superalloy, 
characterised in that, 

precipitates are formed from the group of carbides 
and/or borides on the grain boundaries while the 30 
component is in the solid state. 

2. Process of claim 1 , 
characterised in that, 

the precipitates are formed of carbides from the 35 
group of secondary carbides. 

3. Process of claim 2, 
characterised in that, 

the precipitates are formed from the group of sec- 40 
ondary carbides from one or a combination of HfC, 
M 23 C 6l M 7 C or M 6 C, wherein M is a metal. 

4. Process of claim 3, 

characterised in that, 45 
the precipitates are formed from the group of sec- 
ondary carbides from one or a combination of HfC, 
Cr 23 C 6 , Cr 7 C or Cr 6 C. 

5. Process of any the claims 1 to 4, so 
characterised in that, 

a layer of carbon enriched material is removed on 
the surface of the component chemically or me- 
chanically after the process and before the compo- 
nent is put into service. 55 

6. Process of claim 5, 
characterised in that, 
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